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spectra were recorded by a Perkin-Elmer Lambda 35 UV/VIS spectrometer. Copper contents of the polymers were measured by inductively coupled plasma atomic emission spectroscopy (ICP-AES) following an established method 3 : a given small piece of polymer (~ 5 mg) was dissolved in concentrated nitric acid (2 mL) at RT, which was then diluted with DI water (13 mL). The resultant clear solution was passed through a syringe filter (0.45 m PTFE, a National Scientific Company product), and then the copper content in the filtrate was analyzed by ICP-AES. The quantitatively plasma copper concentration assay was carried out by use of inductively coupled plasma -high resolution mass spectrometry (ICP-HRMS). In brief, 50 L of plasma sample was digested with 200 L of concentrated nitric acid, and the resultant clear yellow solution was diluted with water (250 L). Any insoluble matter was removed by microcentrifuging at 14K rpm for 5 min. The supernatant was used for ICP-HRMS analysis. A similar analytical method via ICP-AES was employed to the copper leaching study. The whole sheep blood was centrifuged at 2600 rpm for 10 min to provide the plasma samples. 2 mL of plasma sample was analyzed after digestion with concentrated nitric acid (3 mL), dilution with water (1 mL), and filtration via microcentrifugal separation. The concentration of pendant isocyanate groups on TPU-NCO (6) was determined via a modified titration method 4 . All NO measurements were made using a chemiluminescence Sievers Nitric Oxide Analyzer (NOA), model 280. Each measurement was pre-calibrated by an internal two-point calibration (the nitrogen flow as zero gas and 45 ppm of NO gas flow). The sample solution for the NOA measurement was continuously bubbled with a nitrogen flow (50 mL/min), and thus the generated NO was purged into the detector cell in the NOA by vacuum (200 mL/min). The in vitro fibrinogen adsorption immunofluorescence assay was performed as described previously 5 . The NO generating polymer TPU-PEG-cyclen-Cu
II
(1) and the control polymer TPU were used for parallel study. The blank S4 polypropylene was used as an internal control to normalize the fluorescence signals within different plates. All measurements were done in triplicate and performed with a Synergy 2 fluorescence reader.
Synthesis
1,14-Dichloro-3,6,9,12-tetraoxatetradecane (9). To a solution of pentaethylene glycol (2.43 g, 10 mmol) and dry pyridine (2.06 mL, 25 mmol) in anhydrous toluene (15 mL) in ice bath was slowly added dropwise a solution of thionyl chloride (1.86 mL, 25 mmol) in 2 mL of dry toluene.
After addition, the reaction mixture was stirred and heated at reflux for 3~4 h, as monitored by 
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TPU-PEG-cyclen-3Boc (7).
A procedure adapted from a previous report 7 was employed to prepare the isocyanated polymer (TPU-NCO, 6) by treatment of the urethane groups of TPU with freshly distilled HMDI in presence of a tin catalyst (DBTDL). The amount of free isocyanate sites created on the isocyanated TPU (6) was determined by a titration method The polymer with pendant isocyanate groups was used to synthesize the cyclen moiety tethered TPU (TPU-PEG-cyclen-3Boc, 7) by means of a modified urea-forming reaction 8, 9 . The polymer 6 (640 mg, 0.67 mmol of isocyanate groups) was dissolved in anhydrous DMAc (50 mL), and then mixed with a solution of 5 (860 mg, 1.15 mmol) in anhydrous DMAc (15 mL). 
Preparation of the polymeric films used in NO generating measurements.
All the polymeric films used in NO generating measurements were prepared following an established method 12 : the polymer was dissolved in freshly distilled THF to make a 4% (g/mL)
solution. The polymer solution was then cast into a 2.8 cm diameter glass ring fixed on a Teflon base. Depending on the thickness of the film needed, the volume of the polymer solution was calculated and applied accordingly. The films were allowed to cure overnight while covering. A small film was cut from the parent film and evaluated for the NO generation via the chemiluminescence NOA.
S9
Scheme S1. Synthesis of an amino-terminated PEG linker (4).
Scheme S2. Synthesis of a cyclen derivative: 3Boc-cyclen-PEG-amine (5). 
